3.5 6-Bromo-2-nitro-5-phenyl-6,7,8,9-tetrahydro-5H-5,9 epoxybenzo [7] annulene (15b) 8 3.6 6-Bromo-5-phenyl-6,7,8,9-tetrahydro-5H-5,9-epoxybenzo [7] annulen-2-amine (16) 9 3.7 5-Phenyl-6,7,8,9-tetrahydro-5H-5,9-epoxybenzo [7] annulen-2-amine (17) ........ 9 Microwave reactions were carried out using Discover S microwave reactor rated at maximum power of 300 W. The 1 H NMR and
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C NMR spectra were recorded in either acetone-d6, CDCl 3 , CD 3 CN or C 6 D 6 on Bruker Avance 500, 400 or 300 spectrometers. The chemical shifts are reported in ppm relative to CHCl 3 (δ 7.26) for 1 H NMR. For the 13 C NMR spectra, residual CDCl 3 (δ 77.16) was used as the internal standard. The enantiomeric ratios (er) of the products were determined by HPLC in comparison to the corresponding racemic samples using Waters 501 pump and Waters 486 detector. Melting points (mp) were determined in open capillaries using Gallenkamp melting point apparatus. IR spectra were recorded on a Tensor27 FT-IR spectrometer. Optical rotations were obtained with a Perkin-Elmer 343 polarimeter. High resolution mass spectrometric data were measured using MicroMass LCT Premier Spectrometer. 
9-Bromo-3-nitro-6,7-dihydro-5H-benzo[7]annulen-5-one (11, 12)
Adapted and modified from a literature procedure. 3 Nitroketone 10 (100 mg, 0.49 mmol, 1.0 equiv.) was taken in a microwave tube and dissolved in dry CCl 4 (2.5 mL). NBS (260 mg, 1.5 mmol, 6 equiv.) and AIBN (20 mg, 0.12 mmol, 0.24 equiv.) were added and the mixture was purged with argon. The reaction mixture was subjected to microwave irradiation (200 W, 75 °C). After 4 hours, additional AIBN (10 mg, 0.06 mmol, 0.12 equiv.) was added under argon. After 4 hours the reaction had reached completion, and the reaction mixture was cooled to room temperature and filtered through a cotton plug, The crude dibromo product 11 was dissolved in acetone (1 mL) in a microwave tube and pH 4.00 buffer (1 mL) was added. The mixture was subjected to microwave irradiation (200 W, 75°C). Reaction was complete in 2 hours. The reaction mixture was cooled down to room temperature and ethyl acetate (3 mL) was added. The organic layer was washed with water (1 mL), brine (0.5 mL) and dried over Na 2 SO 4 . After concentration, the crude product was purified by flash chromatography (EtOAc/ To a mixture of vinyl bromide 12 (240 mg, 0.85 mmol, 1.0 equiv.), PhB(OH) 2 (156 mg, 1.28 mmol, 1.5 equiv.), Pd(PPh 3 ) 4 (9.8 mg, 0.085 mmol, 0.1 equiv.) and K 2 CO 3 (352 mg, 2.55 mmol, 3.0 equiv.) was added benzene (4 mL), EtOH (1 mL) and water (1 mL). The resulting mixture was heated in an oil bath to 80 °C. After completion of the reaction (30 min), the reaction mixture was cooled, diluted with EtOAc (5 mL). The resulting biphasic mixture was washed with saturated NaHCO 3 solution (2 mL) and brine (1 mL To a solution of ketone 13 (100 mg, 0.358 mmol, 1.0 equiv.) in dry THF (5 mL) was added LiAl(Ot-Bu) 3 H (137 mg, 0.537 mmol, 1.5 equiv.) at 0 °C. After completion of the addition, the ice bath was removed and the reaction mixture was stirred for 2 hours at rt. After completion of the reaction, saturated Na 2 SO 4 solution was added dropwise until the effervescence ceased (~1 mL needed), stirring was continued for 5 minutes, and then EtOAc (3 mL) and solid Na 2 SO 4 was added. 
6-Bromo-2-nitro-5-phenyl-6,7,8,9-tetrahydro-5H-5,9 epoxybenzo[7]annulene (15b)
A solution of alcohol 14 (20 mg, 0.071 mmol, 1.0 equiv.) in dioxane (0.5 mL) was cooled to 0 °C. NBS (190 mg, 0.106 mmol, 1.5 equiv.) was added and the reaction mixture was stirred under argon at room temperature for 5 h. 
3-Nitro-6,7,8,9-tetrahydro-5H-benzo[7]annulen-5-ol (S2)
A solution of ketone 10 (20 mg, 0.0974 mmol, 1.0 equiv.) in MeOH (1.2 mL) was cooled to 0 °C and NaBH 4 (5.5 mg, 0.146 mmol, 1.5 equiv.) was added in portions. The reaction mixture was stirred at room temperature for 3 h. After completion of the reaction, sat. aq. NH 4 Cl (1 mL) was added with stirring. MeOH was removed under reduced pressure. The resulting aqueous solution was extracted with EtOAc (3 × 10 mL) and the combined organics were washed with brine, dried over Na 2 SO 4 , filtered and concentrated under reduced pressure. A solution of bromide 12 (8 mg, 0.028 mmol, 1.0 equiv.) in dry THF (0.5 mL) was cooled to 0 °C and LiAl(Ot-Bu) 3 H (11 mg, 0.043 mmol, 1.5 equiv.) was added under argon atmosphere. The reaction mixture was stirred at 0 °C for 1 h. After completion of the reaction, saturated aq. Na 2 SO 4 (a few drops) was added with stirring. EtOAc (1 mL) was added followed by anhydrous Na 2 SO 4 and the mixture was filtered through a pad of Na 2 SO 4 , which was further washed with EtOAc (3 × 1 mL) and the combined filtrates concentrated. A solution of S3 (5 mg, 0.014 mmol, 1.0 equiv.) in dry THF (0.5 mL) was cooled to 0 °C and LiAl(Ot-Bu) 3 H (5 mg, 0.021 mmol, 1.5 equiv.) was added under argon atmosphere. The reaction mixture was stirred at room temperature for 3 h. After completion of the reaction, saturated aq. Na 2 SO 4 (a few drops) was added with stirring. EtOAc was added followed by anhydrous Na 2 SO 4 and the mixture was filtered through a pad of Na 2 and KRED Recycle Mix P solution (0.19 mL). The enzyme solution was added to the substrate solution, the mixture was stirred for 20 h at 30 °C. After completion of the reaction, the reaction mixture was extracted with 0.5 mL of 85:15 hexane/i-PrOH in an Eppendorf vial and centrifuged at 3000 rpm. The upper organic layer was separated and diluted to 1 mL volume with 85:15 hexanes/i-PrOH and analyzed by HPLC. 
Enzymatic reduction of bromoketone 12
Carried out according to the general procedure. For the preparation of the racemate, see Section 4.1.1 (18).
er determined using Chiralpak AY-H, hexane/IPA 85:15, 1 mL/min, λ = 254 nm, t r (1) = 8.9 min, t r (2) = 9.5 min, t r (substrate) = 17.4 min. Conversions were calculated assuming responses for starting material and product are identical (the actual conversions are likely slightly higher due to higher UV exctinction coefficient of the starting ketone).
Enzymatic reduction of phenyl ketone 13
Carried out according to the general procedure. For the preparation of the racemate, see Section 3.4 (12). er determined using Chiralpak IC, 85:15 Hex/IPA, 1 mL/min, 254 nm, t r (1) = 8.8 min, t r (2) = 9.5 min, t r (substrate) = 18.2 min. Conversions were calculated assuming responses for starting material and product are identical (the actual conversions are likely slightly higher due to higher UV exctinction coefficient of the starting ketone).
Spectral data and HPLC traces
(±)-18 HPLC Trace
Chiralpak AY-H, hexane/IPA 85:15, 1 mL/min, λ = 254 nm. 
